All solvents and starting materials for synthesis were purchased commercially and were used as received. Infrared spectra were obtained from KBr pellets on a Bruker TENSOR 27 Fourier Transform Infrared spectrometer in the 400-4000 cm -1 region. Elemental analysis (C, H, N) was performed on a Perkin-Elmer 240 elemental analyzer. Thermogravimetric analysis (TGA) was performed at a rate of 10 °C/min under N 2 using a NETZSCH TG 209 system. Powder X-ray diffraction (PXRD) data were recorded on a Bruker D8 ADVANCE X-ray powder diffractometer (CuK, 1.5418 Å). The samples for liquid sorption experiments were obtained through placing the desolvated samples in vapor diffusion chambers for 48 hrs. The samples for solvothermal resistance experiments were prepared through soaking the desolvated samples in H 2 O, CH 3 OH, benzene for 24 hrs at room temperature and 24 hrs in boiling benzene, CH 3 OH and 1 hr in boiling H 2 O.
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washing with DMF/ethanol, and dried in vacuo. The yield was ~42 mg (74%, based on H 3 BTB).
Yellow single crystals for X-ray single-crystal diffraction were prepared by heating a solution of H 3 BTB (0.033 g, 0.075 mmol), cyclohexene-1,4-dicarboxylic acid (0.012 g, 0.075 mmol), Zn(NO 3 ) 2 ·6H 2 O (0.067 g, 0.225 mmol) and NaNO 3 (0.013 g, 0.15 mmol) in DMF (5 mL), ethanol (2 mL) and water ( l mL) in a Teflon-lined stainless steel vessel at 90 °C for 48 hrs, and then cooled to room temperature at a rate of 0.1 °C/min. The yield was ~15 mg (26%, based on H 3 BTB). Anal. Calc. Sorption Measurements. The sorption isotherm for N 2 gas was measured by using BELmax 00027 adsorption equipment (BEL Japan) at 77 K. The as-synthesized samples (weight 110 mg) were soaked in CH 3 OH for 48 hrs and then placed in a quartz tube and dried under high vacuum at 423 K for 12 hrs to remove the solvated molecules prior to measurements. The BET surface area was calculated from a line regression plot of 1/(W((P 0 /P) -1)) vs. P/P 0 (where W is the total volume absorbed at particular P/P 0 point and P 0 is 1 atm pressure).
Crystallography. The diffraction data were collected at 293(2) K with a Bruker AXS SMART CCD area detector diffractometer using ω rotation scans with a scan width of 0.3° and MoKα radiation (λ = 0.71073 Å). Absorption corrections were carried out utilizing SADABS routine. 2 The structures were solved by the direct methods and refined by full-matrix least-squares refinements based on SBU1, purple (Zn) and green (Na) polyhedrons; SBU2, blue (Zn) polyhedron. 
